] 2 ·nH 2 O exhibits ferromagnetic intralayer and antiferromagnetic interlayer interactions; above 3 K the magnetic properties are typical of a metamagnet with H c = 5000 G, whereas below 3 K a canted structure is formed, leading to a long range ferromagnetic ordering.
Bimetallic assemblies with Prussian blue-like structure form a family of materials that exhibit spontaneous magnetization at T c as high as 315 K, 1 and interesting electro-chemical, optoelectronic and magneto-optical properties. 2 The crystallization of Prussian blue analogues, however, is very difficult and it has been only quite recently that Kahn and coworkers 3 One alternative route to bimetallic cyanide-bridged extended arrays is that of using hexacyanometalate building blocks with metal complexes containing polydentate ligands. This hybrid approach favours the crystallization and then their magnetostructural study. Depending on the nature of the building blocks different and fascinating extended network structures can be obtained, some of which are magnetically ordered. 4 On reacting [Ni(cyclam) O (n = 12 and 22.5). X-ray analysis † reveals that both phases exhibit similar structures, which only differ in the number of water molecules (hereafter we shall discuss the results for n = 22.5, whose structure is more accurately determined). The structure consists of honeycomb-like layers ( [165.4(3) and 154.9(3)°] deviate significantly from linearity. The layers are not planar but form an infinite staircase structure and align along the a axis with shortest interlayer separations of 7.688 Å, for Fe···Ni (2) . This structure is similar to that reported for a hexacyanochromate(iii) analogue. 4k The c M T vs. T plot per Fe 2 Ni 3 unit (H = 50 G) is shown in Fig. 2 . ‡ On cooling, c M T increases reaching a maximum value of 15 cm 3 mol 21 K at 8 K, indicating a ferromagnetic interaction between Fe III (t 2g 5 ) and Ni II (e g 2 ). The c M curve shows a maximum at ca. 8 K, for H < 5000 G, a clear indication of an antiferromagnetic interaction between the ferromagnetic sheets.
Below 6 K, c M T sharply increases again reaching a value of 60 cm 3 mol 21 K at 2 K, suggesting a canting of the local spins, which may arise from the local magnetic anisotropy of Ni II and low-spin Fe III ions. This phase transition is confirmed by ac susceptibility measurements which show an intense signal at 3 K. Above 3 K, the magnetic properties are typical of a metamagnet with a critical field H c = 5000 G. For H < 5000 G, the (M/Nb) vs. T curves (Fig. 2 inset) display a maximum which broadens as H is increased and finally disappears for H > 5000 G, demonstrating that a field-induced transition from an antiferro-to a ferro-magnetic ground state occurs. To confirm this metamagnetic behaviour, (M/Nb) vs. H was measured at various temperatures (Fig. 3) . As the temperature is lowered, the isotherms become increasingly sigmoidal and present a crossing point at ca. 5000 G, corresponding to H c .
Below 3 K, a canted structure is formed. The magnetization curves present hysteresis loops with a remanent magnetization of 0.26 Nb and a coercive field of 600 G at 2 K (Fig. 3 inset) . This canted structure is also broken when H > 5000 G, which is sufficient to overcome the intersheet interactions, responsible for the spin canting ground state. The chromium(iii) analogue, 4k does not exhibit any phase transition above 2 K. This work was supported by the Spanish Dirección General de Investigación Científica y Técnica (projects PB97-0822 and PB97-1397), by the Junta of Andalucía and the TMR Programme from the European Union (Contract ERBFMRXCT98-0181). 
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